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Photodegradation of γ-CD by fullerene-derivative 1: γ−CD (3) (30 μM) was incubated with 1 (15, 30, 90 or 300 μM) in 0.1 M phosphate buffer (30 μL, pH 7.4) at 25 ºC for 2 h under irradiation with a UV lamp (365 nm, 100 W) or a visible lamp (diffuse sunlight, 100 W) placed 10 cm from the vessel, and analyzed by HPLC (TSK-GEL amide-80, 4.6 × 250 mm; 40 ºC; detection by RI).
Photodegradation of glycosides by fullerene-boronic acid hybrid 2: Each glycoside (1.0 mM) was incubated with 2 in 10% DMF/0.1 M phosphate buffer (100 μL, pH 7.4) at 25 ºC for 2 h under irradiation with a visible lamp (diffused sun light, 100 W) placed 10 cm from the mixture. Each EPR spectrometry: EPR experiments were carried out with a E-500 CW/EPR (Bruker) and recorded under the following conditions: temperature 296 K, microwave frequency 9.39 GHz, microwave power 16 mW, field modulation 0.1 mT at 100 kHz. DMPO was used as a spin-trapping agent. Fullerene-boronic acid hybrid 2 (200 μM) and DMPO (500 mM) were incubated in 30% DMF/0.1 M phosphate buffer (pH 7.4) containing 1 mM DETAPAC and 10 mM NADH under irradiation with a visible lamp (diffused sun light, 100 W) placed 40 cm from a flat cell.
ESI-TOF MS analysis of photodegradation products: ESI-TOF MS analysis was performed after
incubation of Galfβ(1-6)Galfβ-OMe (4) (1.0 mM) and the hybrid 2 (1.0 mM) in 10% DMF/0.1 M phosphate buffer (100 μL) at 25 ºC for 10 min under irradiation with a visible lamp (diffused sun light, 100 W) placed 10 cm from the mixture, and subsequent acetylation of the products (Fig. S2 ). General methods for chemical synthesis. spectrometer in the indicated solvent. ESI-TOF Mass spectra were measured on a Waters LCT premier XE. UV/vis spectra were recorded on a JASCO V-550 spectrometer. The reactions were monitored by thin layer chromatography carried out on Merck TLC 60F-254 (0.25 mm) using UV light and p-anisaldehyde or 10% ethanolic phosphomonolybdic acid as developing agent. Column chromatography separations were performed using silica gel 60 N (spherical, neutral) (Kanto Chemical Co., Inc.). Reverse phase column chromatography separations were performed using Wakosil 40C18 (Wako). Air-and/or moisture-sensitive reactions were carried out under an atmosphere of argon using oven-dried glassware. In general, organic solvents were purified and dried using an appropriate procedure, and evaporation and concentration were carried out under reduced pressure below 30 ºC, unless otherwise noted.
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Synthesis of the fullerene-boronic acid hybrid 2.
1-[N-(tert-Butyldimethylsilanoxyethyl)amino] acetic acid tert-butyl ester (16):
To a solution of 2-aminoethanol (14) (2.05 g, 33.5 mmol) in dry CH 2 Cl 2 (30.0 mL) were added TBSCl (5.57 g, 36.8 mmol) and imidazole (4.56 g, 67.0 mmol) at 0 ºC. After being stirred at room temperature for 5 h, the reaction mixture was poured into ice-cooled water (6 mL). The mixture was extracted with three portions of AcOEt (15 mL). The combined extracts were washed with brine (15 mL), dried over anhydrous Na 2 SO 4 , filtered, and then concentrated under reduced pressure to yield 15 give 19 (1.52 g, 57% yield) 
trans-2,5-Di-tert-butoxycarbonyl-[N-(2-hydroxyethyl)pyrrolidino][3,4:1,2][60]fullerene (20):
To a solution of 19 (916 mg, 0.750 mmol) in dry CH 2 Cl 2 (120 mL) was added trifluoroacetic acid (120 μL) at 0 °C. After being stirred for 10 min., the reaction mixture was poured into saturated After being stirred at room temperature for 10 h, the reaction mixture was poured into ice-cooled water (6 mL) . The mixture was extracted with two portions of CHCl 3 (15 mL). The combined 46 (s, 18H) 
Fig. S11
1 H-NMR spectrum of S1.
Fig. S12
13 C-NMR spectrum of S1.
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Fig. S13
1 H-NMR spectrum of 2.
Fig. S14
13 C-NMR spectrum of 2.
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